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(57) ABSTRACT

A golf'ball 2 includes a center 12, a mid layer 14, a reinforcing
layer 6, a cover 8 and a paint layer 10. The goli ball 2 has a
large number of dimples 16 on the surface thereof. The cover

8 1s formed of a resin composition including thermoplastic
polyurethane (A) and a polyisocyanate mixture (B). The
polyisocyanate mixture (B) includes a urethane prepolymer
(B1) having two or more 1socyanate groups or an 1socyanate
compound (B2) having three or more 1socyanate groups. The
polyisocyanate composition (B) further includes a thermo-
plastic resin (B3) which substantially does not react with an
1socyanate goup. The golf ball 2 1s obtained by a mold having
protrusions which projects from the equator of the mold. Each
protrusion includes a part of a pimple.

8 Claims, 16 Drawing Sheets
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1
GOLF BALL

This application claims priority on Patent Application No.
2008-77955 filed in JAPAN on Mar. 25, 2008. The entire
contents of this Japanese Patent Application are hereby incor-
porated by reference.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present invention relates to golt balls. Specifically, the
present invention relates to golt balls including a center, a mid
layer, a cover and dimples.

2. Description of the Related Art

The greatest interest to golf players concerning golf balls 1s
flight distance. In particular, golf players place importance on
a thght distance upon a shot with a driver. By using a golf ball
which has a long flight distance upon a shot with a driver, golf
players can hit a second shot at a point close to the green.

Golf players also place importance on flight stability. By
using a golf ball which has less-variable tlight distance and
tlight direction, golf players can let the golf ball to land on a
target point.

Further, golf players place importance also on spin perfor-
mance of golf balls. If a backspin rate 1s high, the run is short.
By using a golf ball which has a high backspin rate, golf
players can let the golf ball to stop at a target point. If a
sidespin rate 1s high, the golf ball tends to curve. By using a
golf ball which has a high sidespin rate, golf players can
intentionally let the golt ball to curve. A golf ball with excel-
lent spin performance has excellent controllability. In particu-
lar, high-level golf players place importance on controllabil-
ity ol a shot with a short 1ron.

Golf balls have a large number of dimples on the surface
thereol. The dimples disturb the air flow around the golf ball
during tlight to cause turbulent tlow separation. By causing
the turbulent tlow separation, separation points of the air from
the golf ball shift backwards leading to a reduction of drag.
The turbulent flow separation promotes the displacement
between the separating point on the upper side and the sepa-
rating point on the lower side of the golf ball, which results
from the backspin, thereby enhancing the lift force that acts
upon the golf'ball. The reduction of drag and the enhancement
of lift force are referred to as a “dimple effect”. Excellent
dimples disturb the air flow more efficiently. The dimple
elfect provides a long flight distance.

Generally, golf balls are formed with a mold having upper
and lower mold halves each having a hemispherical cavity.
Assuming that the upper mold half cavity is the northern
hemisphere of a globe and the lower mold half cavity 1s the
southern hemisphere of the globe, the upper mold half and the
lower mold half are mated at the equator face (the plane
including the equator). A large number of pimples are pro-
vided on the mmner surface of the mold, and dimples are
tormed on the surface of the goli ball by means of the pimples.
The dimples have a shape inverted from the shape of the
pimples.

Since the molding material (e.g. synthetic resin) leaks out
from the parting face of the upper mold half and the lower
mold half, a flash 1s generated along the equator portion on the
surface of the golf ball. The flash 1s generated along the
parting line. The flash 1s ground and removed with a whet-
stone or the like. Removal of a flash generated inside the
dimple 1s difficult. In order to facilitate the removal of the
flash, any dimple 1s not formed on the equator. In other words,
no pimple 1s provided on the parting face of the mold. A great
circle path 1s formed on the seam of the golf ball obtained by
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this mold. The great circle path agrees with the equator. The
great circle path does not 1ntersect with any dimples. When

this great circle path agrees with a part where the fastest
circumierential speed of the backspin is attained (heremafter,
may be also referred to as a “fastest part”), a suilicient dimple
elfect can not be achieved. The dimple effect achieved when
the great circle path agrees with the fastest part 1s inferior to
the dimple effect achieved when the great circle path does not
agree with the fastest part. The difference between these
dimple efiects deteriorates the acrodynamic symmetry of the

golf ball. The great circle path further impairs the tlight sta-
bility of the golf ball.

JP2002-1359598 (US2002/94886) discloses a mold pro-
vided with a parting face having a horizontal plane and an
inclined plane. In this mold, pimples can be arranged on the
equator except at the parting face. This mold provides a golf
ball having a non-smooth seam. This golf ball does not have
a great circle path.

IP10-99469 (U.S. Pat. No. 5,947,844) discloses a mold
having pins placed on the parting face. The pins form dimples
on the golt ball. By this mold, a golf ball without a great circle
path 1s obtained.

JP11-1377727 (U.S. Pat. No. 6,123,534) discloses a mold
provided with a parting face having bulges. The bulges form
dimples on the golf ball. By this mold, a goli ball without a
great circle path 1s obtained.

JP2005-224514 (US2005/181891) discloses a golf ball
with a cover including thermoplastic polyurethane. The ther-
moplastic polyurethane contributes to the controllability of

the golf ball.

JP11-178949 (U.S. Pat. No. 6,123,628 and U.S. Pat. No.
6,582,325) and JP2002-336378 (US2003/64831) each dis-
close a golf ball with a cover which 1s formed of a resin
composition including polyurethane and an 1socyanate com-
pound. This resin composition contributes to the controllabil-
ity of the golf ball. In addition, this 1socyanate compound
enhances the scull resistance of the cover.

Upon a shot with a driver, the lower the spin rate 1s, the
longer the flight distance tends to be. On the other hand, as
described above, 1n light of controllability with a short 1ron, a
higher spin rate 1s preferred. Recently, golf players’ require-
ments for golf balls have been escalated more than ever. Golf
players desire golf balls to have a long tlight distance, less-
variable flight direction and flight distance, and excellent
controllability. An objective of the present invention 1s to
provide a golf ball having a long flight distance, excellent
tlight stability, and excellent controllability.

SUMMARY OF THE INVENTION

A golf ball according to the present invention comprises a
core, a cover positioned outside the core, and a paint layer
tformed outside the cover. This golf ball further comprises a
large number of dimples on a surface thereof. The core
includes a center and a mid layer positioned outside the cen-
ter. The cover 1s formed of a resin composition including
thermoplastic polyurethane (A) and a polyisocyanate mixture
(B). The polyisocyanate mixture (B) includes a urethane pre-
polymer (B1) having two or more 1socyanate groups or an
1socyanate compound (B2) having three or more 1socyanate
groups. The polyisocyanate mixture (B) further includes a
thermoplastic resin (B3) which substantially does not react
with an 1socyanate group. The golf ball 1s formed by a mold.
The mold includes a pair of mold halves and has a large
number of pimples on a cavity face of the mold for forming
the dimples. Each mold half has a plurality of protrusions
which project from the equator of the mold. Each protrusion
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includes a part of one of the pimples. In this mold, the pro-
portion P1 of the number of the protrusions each of which 1s
adjacent to other protrusion belonging to other mold half that
1s different from the mold half to which 1tself belongs, to the
total number of the protrusions 1s equal to or greater than
50%. In addition, the proportion Pw of the sum total of the
widths of the protrusions measured along the equator, to the
entire length of the equator 1s equal to or greater than 35%

In the cover according to the present invention, the ther-
moplastic polyurethane (A) 1s crosslinked with the urethane
prepolymer (B1) or the 1socyanate compound (B2). The cover
suppresses the spin upon a shot with a driver. The golf ball has
a long tlight distance upon a shot with a driver. A sufficient
spin rate 1s obtained upon a shot with a short iron. The golf
ball has excellent controllability upon a shot with a short 1ron.
The golf ball has a less-variable flight direction when 1t 1s hit.
In addition, the golf ball has excellent aerodynamic symme-
try. By the synergistic eflect of the stable tlight direction and
the excellent acrodynamic symmetry, the golf ball achieves
excellent tlight stability.

Preferably, the cover has a thickness Tc of 0.1 mm or
greater and 0.7 mm or less. Preferably, the cover has a hard-
ness of 50 or less which 1s measured with a Shore D type
spring hardness scale.

Preferably, an amount of 1socyanate group (NCO %) 1n the
polyisocyanate mixture (B) 1s equal to or greater than 0.1% by
weight and equal to or less than 30% by weight. Preferably, an
amount of the polyisocyanate mixture (B) i1s equal to or
greater than 1 part by weight and equal to or less than 50 parts
by weight, per 100 parts by weight of the thermoplastic poly-
urcthane (A).

Preferably, the paint layer has a thickness Tp 01 0.015 mm
or greater and 0.40 mm or less. Preferably, a ratio (Tp/Tc) of
the thickness Tp of the paint layer to the thickness Tc of the
cover1s equal to or greater than 0.021 and equal to or less than
0.40.

Preferably, the pimple whose part 1s included 1n the pro-
trusion has a diameter of 4.0 mm or greater. It 1s preferred that
the heights of all the protrusions from the equator be the same.

A method for manufacturing a golf ball according to the
present invention comprises the steps of:

(1) forming two half shells of a resin composition including
thermoplastic polyurethane (A) and a polyisocyanate mixture
(B) which includes a urethane prepolymer (B1) having two or
more 1socyanate groups or an i1socyanate compound (B2)
having three or more 1socyanate groups; and a thermoplastic
resin (B3) which substantially does not react with an 1socy-

anate group;

(2) covering a core, including a center and a mid layer, with
the two half shells;

(3) placing the core and the two half shells into a mold
which includes a pair of mold halves and has a large number
of pimples on a cavity face of the mold for forming dimples,
cach mold half having a plurality of protrusions which project
from the equator of the mold, each protrusion including a part
of one of the pimples, the proportion P1 of the number of the
protrusions each of which 1s adjacent to other protrusion
belonging to other mold half that 1s different from the mold
half to which 1tself belongs, to the total number of the pro-
trusions 1s equal to or greater than 50%. In addition, the
proportion Pw of the sum total of the widths of the protrusions
measured along the equator, to the entire length of the equator
1s equal to or greater than 35%; and

(4) allowing the resin composition to flow 1 the mold,
thereby forming the dimples having a shape inverted from the
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shape of the pimples and crosslinking the thermoplastic poly-
urethane (A) with the urethane prepolymer (B1) or the 1socy-
anate compound (B2).

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 1s a partially cutaway plan view of a golf ball
according to an embodiment of the present mvention, show-
ing a cross-section of the golf ball;

FIG. 2 1s a cross-sectional view of a mold used for forming,
the golt ball in FIG. 1;

FIG. 3 1s a partially enlarged view of the mold in FIG. 2;

FIG. 4 1s a perspective view of a lower mold half of the
mold 1n FIG. 2;

FIG. 5 1s a partially enlarged cross-sectional view taken
along the line V-V 1n FIG. 2;

FIG. 6 1s a plan view of the golf ball 1n FIG. 1;

FIG. 7 1s a front view of the golf ball in FIG. 6;

FIG. 8 1s a partially enlarged cross-sectional view of the
golf ball in FIG. 1;

FIG. 9 1s a plan view of a golf ball according to Example 2
ol the present invention;

FIG. 10 1s a front view of the golf ball 1n FIG. 9;

FIG. 11 1s a plan view of a golf ball according to Example
4 of the present invention;

FIG. 12 1s a front view of the golf ball 1n FIG. 11;

FIG. 13 1s a front view of a golf ball according to Com-
parative Example 1;

FIG. 14 1s a plan view of the golf ball in FIG. 13;

FIG. 15 1s a front view of a golf ball according to Com-
parative Example 3; and

FIG. 16 1s a plan view of the golf ball 1n FIG. 15.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

The following will describe 1n detail the present invention
based on preferred embodiments with reference to the accom-
panying drawings.

Golf ball 2 shown 1n FIG. 1 includes a spherical core 4, a
reinforcing layer 6 positioned outside the core 4, a cover 8
positioned outside the reinforcing layer 6, and a paint layer 10
positioned outside the cover 8. The core 4 includes a spherical
center 12 and a mid layer 14 positioned outside the center 12.
The golf ball 2 has a large number of dimples 16 on the
surface thereof. Of the surface of the golf ball 2, a part other
than the dimples 16 1s a land 18.

The golf ball 2 has a diameter in a range between 40 mm
and 45 mm. From the standpoint of conformity to the rules
established by the United States Golf Association (USGA),
the diameter 1s preferably equal to or greater than 42.67 mm.
In light of suppression of air resistance, the diameter 1s pret-
erably equal to or less than 44 mm and more preferably equal
to or less than 42.80 mm. The golf ball 2 has a weight 0140 g
or greater and 50 g or less. In light of attainment of great
inertia, the weight 1s preferably equal to or greater than 44 g
and more preferably equal to or greater than 45.00 g. From the
standpoint of conformity to the rules established by the
USGA, the weight 1s preferably equal to or less than 45.93 g.

The center 12 15 obtained by crosslinking a rubber compo-
sition. Examples of preferable base rubber include polybuta-
dienes, polyisoprenes, styrene-butadiene copolymers, ethyl-
ene-propylene-diene copolymers and natural rubbers. In light
of resilience performance, polybutadienes are preferred.
When other rubber 1s used 1n combination with a polybuta-
diene, 1t 1s preferred that the polybutadiene 1s included as a
principal component. Specifically, the proportion of the
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polybutadiene to the entire base rubber 1s preferably equal to
or greater than 50% by weight and particularly preferably
equal to or greater than 80% by weight. A polybutadiene
having cis-1,4 bonds 1n a proportion of preferably 40 mol %
or greater and particularly preferably 80 mol % or greater 1s
preferred.

In order to crosslink the center 12, a co-crosslinking agent
1s preferably used. Examples of preferable co-crosslinking
agents 1n light of resilience performance include monovalent
or bivalent metal salts of an a, p-unsaturated carboxylic acid
having 2 to 8 carbon atoms. Specific examples of preferable
co-crosslinking agents include zinc acrylate, magnesium
acrylate, zinc methacrylate and magnesium methacrylate.
Zinc acrylate and zinc methacrylate are particularly preferred
on the grounds that high resilience performance can be
achieved.

As a co-crosslinking agent, an o, 3-unsaturated carboxylic
acid having 2 to 8 carbon atoms, and a metal oxide may be
also 1mcluded. Both components react in the rubber compo-
sition and form a salt. This salt contributes to the crosslinking
reaction. Examples of preferable o, 3-unsaturated carboxylic
acids include acrylic acid and methacrylic acid. Examples of
preferable metal oxides include zinc oxide and magnesium
oxide.

In light of resilience performance of the golf ball 2, the
amount of the co-crosslinking agent 1s preferably equal to or
greater than 10 parts by weight and more preferably equal to
or greater than 15 parts by weight, per 100 parts by weight of
the base rubber. In light of soft feel at impact, the amount of
the co-crosslinking agent 1s preferably equal to or less than 50
parts by weight and more preferably equal to or less than 45
parts by weight, per 100 parts by weight of the base rubber.

Preferably, the rubber composition of the center 12
includes an organic peroxide together with a co-crosslinking
agent. The organic peroxide serves as a crosslinking initiator.
The organic peroxide contributes to the resilience perfor-
mance of the golif ball 2. Examples of suitable organic perox-
ides include dicumyl peroxide, 1,1-bis(t-butylperoxy)-3,3,5-
trimethylcyclohexane, 2,5-dimethyl-2,5-di(t-butylperoxy)
hexane and di-t-butyl peroxide. An organic peroxide with
particularly high versatility 1s dicumyl peroxide.

In light of resilience performance of the golf ball 2, the
amount of the organic peroxide i1s preferably equal to or
greater than 0.1 part by weight, more preferably equal to or
greater than 0.3 part by weight, and particularly preferably
equal to or greater than 0.5 part by weight, per 100 parts by
weight of the base rubber. In light of soit feel at impact, the
amount of the organic peroxide is preferably equal to or less
than 3.0 parts by weight, more preferably equal to or less than
2.8 parts by weight, and particularly preferably equal to or
less than 2.5 parts by weight, per 100 parts by weight of the
base rubber.

Preferably, the rubber composition of the center 12
includes an organic sulfur compound. Examples of preferable
organic sulfur compounds include monosubstitutions such as
diphenyl disulfide, bis(4-chlorophenyl)disulfide, bis(3-chlo-
rophenyl)disulfide, bis(4-bromophenyl)disulfide, bis(3-bro-
mophenyl)disulfide, bis(4-fluorophenyl)disulfide, bis(4-10-
dophenyl)disulfide and  bis(4-cyanophenyl)disulfide;
disubstitutions such as bis(2,5-dichlorophenyl)disulfide, bis
(3,5-dichlorophenyl)disulfide, bis(2,6-dichlorophenyl)disul-
fide, bis(2,5-dibromophenyl)disulfide, bis(3,5-dibromophe-
nyl)disulfide, bis(2-chloro-5-bromophenyl)disulfide and bis
(2-cyano-5-bromophenyl)disulfide; trisubstitutions such as
bis(2.,4,6-trichlorophenyl)disulfide  and  bis(2-cyano-4-
chloro-6-bromophenyl)disulfide; tetrasubstitutions such as
bi1s(2,3,5,6-tetrachlorophenyl)disulfide; and pentasubstitu-
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tions such as bis(2,3,4,5,6-pentachlorophenyl)disulfide and
b1s(2,3.,4,5,6-pentabromophenyl)disulfide. The organic sul-
fur compound contributes to the resilience performance of the
golf ball 2. Particularly pretferable organic sulfur compounds
are diphenyl disulfide and bis(pentabromophenyl)disulfide.

In light of resilience performance of the golf ball 2, the
amount of the organic sultur compound is preferably equal to
or greater than 0.1 part by weight and more preferably equal
to or greater than 0.2 part by weight, per 100 parts by weight
of the base rubber. In light of soft feel at impact, the amount
of the organic sultur compound 1s preferably equal to or less
than 1.5 parts by weight, more preferably equal to or less than
1.0 part by weight, and particularly preferably equal to or less
than 0.8 part by weight, per 100 parts by weight of the base
rubber.

For the purpose of adjusting specific gravity and the like, a
filler may be included in the center 12. Examples of suitable
fillers include zinc oxide, barium sulfate, calcium carbonate
and magnesium carbonate. Powder of a metal with a high
specific gravity may be included as a filler. Specific examples
of metals with a high specific gravity include tungsten and
molybdenum. The amount of the filler 1s determined as appro-
priate so that the intended specific gravity of the center 12 1s
accomplished. A particularly preferable filler 1s zinc oxide.
Zinc oxide serves not only as a specific gravity adjuster but
also as a crosslinking activator. According to need, various
additives such as sulfur, an anti-aging agent, a coloring agent,
a plasticizer and a dispersant may be included 1n the center 12
at an adequate amount. Crosslinked rubber powder or syn-
thetic resin powder may be also included 1n the center 12.

The center 12 has a central hardness H1 of preferably 55 or
greater and 80 or less. The center 12 having a central hardness
H1 of 55 or greater can achieve excellent resilience perfor-
mance of the goli ball 2. In this respect, the central hardness
H1 1s more preferably equal to or greater than 60 and particu-
larly preferably equal to or greater than 65. The center 12
having a central hardness H1 of 80 or less suppresses the
excessive spin upon a shot with a driver. In this respect, the
central hardness H1 1s more preferably equal to or less than 75
and particularly preferably equal to or less than 72. The cen-
tral hardness H1 1s measured by pressing a JIS-C type hard-
ness scale against the central point of a cut plane of the center
12 which has been cut into two halves. For the measurement,
an automated rubber hardness measurement machine (trade
name “P17, available from Koubunshi Keiki Co., Ltd.), to
which this hardness scale 1s mounted, 1s used.

The center 12 has a surface hardness H2 of preferably 65 or
greater and 95 or less. The center 12 having a surface hardness
H2 of 65 or greater can achieve excellent resilience perfor-
mance of the golf ball 2. In this respect, the surface hardness
H2 1s more preferably equal to or greater than 70 and particu-
larly preferably equal to or greater than 75. The center 12
having a surface hardness H2 of 95 or less can achieve excel-
lent feel at impact of the golf'ball 2. In this respect, the surface
hardness H2 1s more preferably equal to or less than 90 and
particularly preferably equal to or less than 88. The surface
hardness H2 1s measured by pressing a JIS-C type hardness
scale against the surface of the center 12. For the measure-
ment, an automated rubber hardness measurement machine
(trade name “P1”, available from Koubunshi Keiki Co., Ltd.),
to which this hardness scale 1s mounted, 1s used.

In light of resilience performance, the difference (H2-H1)
between the surface hardness H2 and the central hardness H1
1s preferably equal to or less than 30, more preferably equal to
or less than 25, and particularly preferably equal to or less
than 20. In light of suppression of spin upon a shot with a
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driver, the difference (H2-H1) 1s preferably equal to or
greater than 10 and particularly preferably equal to or greater
than 12.

In light of feel at impact, the center 12 has an amount of
compressive deformation of preferably 2.0 mm or greater,
more preferably 2.2 mm or greater, and particularly prefer-
ably 2.4 mm or greater. In light of resilience performance, the
center 12 has an amount of compressive deformation of pret-
erably 4.0 mm or less, more preferably 3.6mm or less, and
particularly preferably 3.4 mm or less.

Upon measurement of the amount of compressive defor-
mation, the center 12 1s placed on a hard plate made of metal.
A cylinder made of metal gradually descends toward the
center 12. The center 12, squeezed between the bottom face of
the cylinder and the hard plate, becomes deformed. A migra-
tion distance of the cylinder, starting from the state 1n which
an 1ni1tial load o1 98 N 1s applied to the center 12 up to the state
in which a final load 01 1274 N 1s applied thereto 1s the amount
of compressive deformation.

In light of suppression of spin upon a shot with a driver, the
center 12 has a diameter of preferably 36.0 mm or greater and
42.0 mm or less. The diameter 1s more preferably equal to or
greater than 38.0 mm and particularly preferably equal to or
greater than 39.0 mm. The diameter 1s more preferably equal
to or less than 41.0 mm and particularly preferably equal to or
less than 40.2 mm. The center 12 has a weight of preferably 25
g or greater and 42 g or less. The temperature for crosslinking
the center 12 1s generally equal to or greater than 140° C. and
equal to or less than 180° C. The time period for crosslinking
the center 12 1s generally equal to or greater than 10 minutes
and equal to or less than 60 minutes. The center 12 may be
formed with two or more layers. The center 12 may have a rnib
on the surface thereof.

A thermoplastic resin composition 1s suitably used for the
mid layer 14. Examples of the base polymer of this resin
composition include ionomer resins, thermoplastic polyester
clastomers, thermoplastic polyamide elastomers, thermo-
plastic polyurethane elastomers, thermoplastic polyolefin
clastomers and thermoplastic polystyrene elastomers. Par-
ticularly, 1onomer resins are preferred. Ionomer resins are
highly elastic. As described later, the cover 8 of the golf ball
2 15 thin. When the golf ball 2 1s hit, the mid layer 14 signifi-
cantly deforms due to the thinness of the cover 8. The mid
layer 14 1including an ionomer resin contributes to the resil-
ience performance of the golf ball 2.

An 1onomer resin and another resin may be used 1n com-
bination. In this case, 1n light of resilience performance, the
ionomer resin 1s included as a principal component of the base
polymer. The proportion of the 1onomer resin to the entire
base polymer 1s preferably equal to or greater than 50% by
weight, more preferably equal to or greater than 70% by
weight, and particularly preferably equal to or greater than
85% by weight.

Examples of preferable 1onomer resins include binary
copolymers formed with an c.-olefin and an ¢, f-unsaturated
carboxylic acid having 3 to 8 carbon atoms. A preferable
binary copolymer includes 80% by weight or more and 90%
by weight or less of an a-olefin, and 10% by weight or more
and 20% by weight or less of an o, J-unsaturated carboxylic
acid. This binary copolymer provides excellent resilience
performance to the golf ball 2. Examples of other preferable
ionomer resins include ternary copolymers formed with: an
a.-olefin; an a, P-unsaturated carboxylic acid having 3 to 8
carbon atoms; and an o, p-unsaturated carboxylate ester hav-
ing 2 to 22 carbon atoms. A preferable ternary copolymer
includes 70% by weight or more and 85% by weight or less of
an a-olefin, 5% by weight or more and 30% by weight or less
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of an a, B-unsaturated carboxylic acid, and 1% by weight or
more and 25% by weight or less of an «, P-unsaturated
carboxylate ester. This ternary copolymer provides excellent
resilience performance to the golf ball 2. For the binary
copolymer and ternary copolymer, preferable a-olefins are
cthylene and propylene, while preferable ¢, p-unsaturated
carboxylic acids are acrylic acid and methacrylic acid. A
particularly preferable 1onomer resin i1s a copolymer formed
with ethylene and acrylic acid or methacrylic acid.

In the binary copolymer and ternary copolymer, a part of
the carboxyl group 1s neutralized with a metal 10on. Examples
of metal 10ns for use 1n neutralization include sodium 1on,
potassium 1on, lithium 1on, zinc 10n, calcium 10n, magnesium
ion, aluminum 1on and neodymium 1on. The neutralization
may be carried out with two or more types of metal 10ns.
Particularly suitable metal 1ons 1n light of resilience pertor-
mance and durability of the golf ball 2 are sodium 10n, zinc
ion, lithtum 10n and magnesium 1on.

Specific examples of 1onomer resins include trade names
“Himilan 15557, “Himilan 15577, “Himilan 16057, “Himilan
1706”, “Himilan 17077, “Himilan 1856”, “Himilan 18557,
“Himilan AM73117, “Himilan AM73157, “Himilan
AM7317”, “Himilan AM7318”, “Himilan MK’7320” and
“Himilan MK7329”, available from Du Pont-MITSUI POLY-
CHEMICALS Co., Ltd.; trade names “Surlyn 61207, “Surlyn
69107, “Surlyn 79307, “Surlyn 79407, “Surlyn 81407, “Sur-
lyn 81507, “Surlyn 8940, “Surlyn 8945, “Surlyn 91207,
“Surlyn 91307, “Surlyn 99107, “Surlyn 99457, “Surlyn
ADS8546”, “HPF1000” and “HPF2000”, available from E.I.
du Pont de Nemours and Company; and trade names “IOTEK
70107, “IOTEK 70307, “IOTEK 75107, “IOTEK 75207,
“IOTEK 8000 and “IOTEK 80307, available from Fxxon-
Mobil Chemical Corporation. Two or more types of 1onomer
resins may be used 1n combination. An 10nomer resin neu-
tralized with a monovalent metal 1on, and an 1onomer resin
neutralized with a bivalent metal 10n may be used 1n combi-
nation.

For the purpose of adjusting specific gravity and the like, a
filler may be included 1n the resin composition of the mid
layer 14. Examples of suitable fillers include zinc oxide,
bartum sulfate, calcium carbonate and magnesium carbonate.
Powder of a metal with a high specific gravity may be
included as a filler. Specific examples of metals with a high
specific gravity include tungsten and molybdenum. The
amount of the filler 1s determined as appropriate so that the
intended specific gravity of the mid layer 14 1s accomplished.
A coloring agent, and crosslinked rubber powder or synthetic
resin powder may be also included 1n the mid layer 14.

In light of suppression of spin upon a shot with a driver, the
mid layer 14 has a thickness of preferably 0.5 mm or greater
and more preferably 0.7 mm or greater. In light of resilience
performance of the golf ball 2, the mid layer 14 has a thick-
ness of preferably 1.8 mm or less and more preferably 1.6 mm
or less.

In light of suppression of spin upon a shot with a driver, the
mid layer 14 has a hardness of preferably 60 or greater, more
preferably 63 or greater, and particularly preferably 65 or
greater. In light of feel at impact, the mid layer 14 has a
hardness of preferably 75 or less and more preferably 72 or
less.

In the present invention, the hardness of the mid layer 14
and the hardness of the cover 8 are measured according to the
standards of “ASTM-D 2240-68”. For the measurement, an
automated rubber hardness measurement machine (trade
name “P17, available from Koubunshi Keiki Co., Ltd.), to
which a shore D type spring hardness scale 1s mounted, 1s
used. For the measurement, a sheet, which 1s formed by hot
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press, 1s made of the same material as the mid layer 14 (or the
cover 8), and has a thickness of about 2 mm, 1s used. Prior to
the measurement, the sheet 1s maintained at 23° C. for two
weeks. At the measurement, three sheets are stacked.

The reinforcing layer 6 1s interposed between the mid layer
14 and the cover 8 for enhancing the adhesion therebetween.
As described later, the cover 8 of the golf ball 2 1s extremely
thin. When such a thin cover 8 1s hit by the edge of a clubface,
a wrinkle 1s likely to occur. However, the reinforcing layer 6
prevents a wrinkle from occurring.

As the base polymer of the reinforcing layer 6, a two-
component curing type thermosetting resin may be suitably
used. Specific examples of two-component curing type ther-
mosetting resins include epoxy resins, urethane resins,
acrylic resins, polyester-based resins and cellulose-based res-
ins. In light of mechanical properties (e.g. breaking strength)
and durability of the reinforcing layer 6, two-component cur-
ing type epoxy resins and two-component curing type ure-
thane resins are preferred.

The remnforcing layer 6 may include additives such as a
coloring agent (typically, titanium dioxide), a phosphate-
based stabilizer, an antioxidant, a light stabilizer, a fluores-
cent brightener, an ultraviolet absorber and an anti-blocking
agent. The additives may be added to the base material of the
two-component curing thermosetting resin, or may be added
to the curing agent of the two-component curing thermoset-
ting resin.

The remnforcing layer 6 1s obtained by applying, to the
surface of the mid layer 14, a liquid which 1s prepared by
dissolving or dispersing the base material and the curing
agent 1n a solvent. In light of workability, application with a
spray gun 1s preferred. After the application, the solvent 1s
volatilized to permit a reaction of the base material with the
curing agent, thereby forming the reinforcing layer 6.

In light of prevention of a wrinkle, the reinforcing layer 6
has a thickness of preferably 3 um or greater and more pret-
erably 5 um or greater. In light of ease of forming the rein-
forcing layer 6, the reinforcing layer 6 has a thickness of
preferably 300 um or less, more preferably 50 um or less, and
particularly preferably 20 um or less. The thickness 1s mea-
sured by observing a cross section of the golf ball 2 with a
microscope. When the mid layer 14 has concavities and con-
vexities on its surface by surface roughening, the thickness of
the reinforcing layer 6 1s measured at a convex part.

In light of prevention of a wrinkle, the reinforcing layer 6
has a pencil hardness of preferably 4 B or harder and more
preferably B or harder. In light of reduced loss of the power
transmission from the cover 8 to the mid layer 14 upon a hit of
the goli ball 2, the reinforcing layer 6 has a pencil hardness of
preferably 3H or softer. The pencil hardness of the reinforcing,
layer 6 1s measured according to the standards of “JIS
K5400”.

When the mid layer 14 and the cover 8 sufficiently adhere
to each other so that a wrinkle 1s unlikely to occur, the rein-
forcing layer 6 may not be provided.

The cover 8 1s formed of a resin composition. This resin
composition mcludes thermoplastic polyurethane (A) and a
polyisocyanate mixture (B). The principal component of the
resin composition 1s the thermoplastic polyurethane (A). The
thermoplastic polyurethane (A) 1s flexible. The cover 8 using
the polyurethane (A) has excellent scull resistance.

The thermoplastic polyurethane (A) has a urethane bond
within the molecule. The urethane bond can be formed by
reacting a polyol with a polyisocyanate. The polyol, as a
material for the urethane bond, has a plurality of hydroxyl
groups. Low-molecular-weight polyols and high-molecular-
weight polyols can be used.
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Examples of low-molecular-weight polyols include diols,
triols, tetraols and hexaols. Specific examples of diols include
cthylene glycol, diethylene glycol, triethylene glycol, 1,2-
propanediol, 1,3-propanediol, 2-methyl-1,3-propanediol,
dipropylene glycol, 1,2-butanediol, 1,3-butanediol, 1,4-bu-
tanediol, 2,3-butanediol, 2,3-dimethyl-2,3-butanediol, neo-
pentyl glycol, pentanediol, hexanediol, heptanediol,
octanediol and 1,6-cyclohexanedimethylol. Aniline-based
diols or bisphenol A-based diols may be used. Specific
examples of triols include glycerin, trimethylol propane and
hexanetriol. Specific examples of tetraols include pentaeryth-
ritol and sorbitol.

Examples of high-molecular-weight polyols iclude poly-
cther polyols such as polyoxyethylene glycol (PEG), polyox-
ypropylene glycol (PPG) and polyoxytetramethylene glycol
(PTMG); condensed polyester polyols such as polyethylene
adipate (PEA), polybutylene adipate (PBA) and polyhexam-
cthylene adipate (PHMA); lactone polyester polyols such as
poly-e-caprolactone (PCL); polycarbonate polyols such as
polyhexamethylene carbonate; and acrylic polyols. In light of
feel at impact of the golf ball 2, the high-molecular-weight
polyol has a number average molecular weight of preferably
400 or greater and more preferably 1000 or greater. The
high-molecular-weight polyol has a number average molecu-
lar weight of preferably 10000 or less.

Examples of polyisocyanates, as a material for the urethane
bond, include aromatic diisocyanates, alicyclic diisocyanates
and aliphatic diisocyanates. Two or more types of diisocyan-
ates may be used 1n combination.

Examples of aromatic diisocyanates include 2,4-toluene
duisocyanate, 2,6-toluene diisocyanate, 4,4'-diphenyl-
methane diisocyanate (MDI), 1,5-naphthylene diisocyanate
(NDI), 3,3'-bitolylene-4,4'-diisocyanate (TODI), xylylene
dusocyanate  (XDI), tetramethylxylene  diisocyanate
(TMXDI) and paraphenylene diisocyanate (PPDI). One
example of aliphatic diisocyanates 1s hexamethylene diisocy-
anate (HDI). Examples of alicyclic duisocyanates include
4.4'-dicyclohexylmethane duisocyanate (H,,MDI), 1,3-bis
(1socyanatemethyl)cyclohexane (H6XDI), 1sophorone diiso-
cyanate (IPDI) and trans-1,4-cyclohexane diisocyanate
(CHDI).

A particularly preferable thermoplastic polyurethane (A) 1s
an MDI-based polyurethane. In this polyurethane, a part or all
of the 1socyanate, as a material for the urethane component, 1s
4.4'-diphenylmethane diisocyanate (MDI). The MDI-based
thermoplastic polyurethane has excellent versatility. This
polyurethane 1s imnexpensive.

Thermoplastic polyurethane (A) whose chain 1s extended
by polyamine can be also used. This polyamine has two or
more amino groups. Aliphatic polyamines such as ethylene-
diamine, propylenediamine, butylenediamine and hexameth-
ylenediamine; alicyclic polyamines such as 1sophoronedi-
amine and piperazine; and aromatic polyamines can be used.

Examples of the thermoplastic polyurethane (A) include:

(1) A type obtained from polyisocyanate and high-molecu-
lar-weight polyol;

(2) A type obtained from polyisocyanate, high-molecular-
weight polyol and low-molecular-weight polyol;

(3) A type obtained from polyisocyanate, high-molecular-
weight polyol and polyamine; and

(4) A type obtained from polyisocyanate, high-molecular-
weight polyol, low-molecular-weight polyol and polyamine.

In light of scull resistance and spin performance, the ther-
moplastic polyurethane (A) has a hardness of preferably 50 or
less, more preferably 45 or less, and particularly preferably
40 or less. In light of strength of the cover 8, the thermoplastic
polyurethane (A) has a hardness of preferably 20 or greater
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and more preferably 25 or greater. The hardness of the ther-
moplastic polyurethane (A) 1s measured according to the
standards of “ASTM-D 2240-68” with a shore D type spring
hardness scale mounted to an automated rubber hardness
measurement machine (trade name “P17, available from
Koubunshi Keiki Co., Ltd.). For the measurement, a slab
tformed by hot press and having a thickness of about 2 mm 1s
used. The slab 1s made of the thermoplastic polyurethane (A).
A slab maintained at 23° C. for two weeks 1s used for the
measurement. At the measurement, three slabs are stacked.
Specific examples of the thermoplastic polyurethane (A)
include trade names ‘“Flastollan XNY80A”, “Elastollan
XNYS85A”, “Elastollan XNY90A”, “Elastollan XNY97A”,
“Flastollan XNY 585" and “Elastollan XKP016N”, available
from BASF Japan Ltd.; and trade names “RESAMINE
P4585LS” and “R_JSAMIN_J PS62490”, available from

Dainichiseika Color & Chemicals Mig. Co., Ltd. In light of
attainment of a reduced hardness of the cover, “Elastollan
XNYB0A”, “Flastollan XNY&5A” and “Elastollan

XNY90A™ are particularly preferred.

The polyisocyanate mixture (B) include a urethane pre-
polymer (B1) having two or more 1socyanate groups or an
1socyanate compound (B2) having three or more 1socyanate
groups. The polyisocyanate mixture (B) further includes a
thermoplastic resin (B3) which substantially does not react
with an 1socyanate group. By the heat applied during forma-
tion of the cover 8, the urethane prepolymer (B1) and the
1socyanate compound (B2) react with the thermoplastic poly-
urcthane (A). By this reaction, the molecules of the thermo-
plastic polyurethane (A) are crosslinked with each other. The
cover 8 made of the crosslinked thermoplastic polyurethane
(A) 1s hard. When the golf ball 2 with this cover 8 1s hit with
a driver, the flight direction varies less. This cover 8 achieves
excellent tlight stability. In addition, this cover 8 suppresses
the spin upon a shot with a driver.

The urethane prepolymer (B1) has a urethane bond and two
or more 1socyanate groups. The prepolymer (Bl) has a
smaller molecular weight than the thermoplastic polyure-
thane (A). The prepolymer (B1) can be obtained by reacting,
a polyol with a polyisocyanate. The polyol described above as
a material for the thermoplastic polyurethane (A) can be used
as a material for the prepolymer (B1). The polyisocyanate
described above as a material for the thermoplastic polyure-
thane (A) can be used as a material for the prepolymer (B1).
4.4'-diphenylmethane diisocyanate (MDI), which has excel-
lent versatility, 1s preferred. A urethane prepolymer (B1) hav-
ing an 1socyanate group at an end thereof can be obtained by
reacting a polyol with a polyisocyanate 1n a state where a
polyisocyanate component 1s excessive. The mole ratio
(NCO/OH) at the time of reaction 1s preferably equal to or
greater than 1.1, more preferably equal to or greater than 1.3,
and particularly preferably equal to or greater than 1.5. The
mole ratio (NCO/OH) 1s preferably equal to or less than 3.0
and more preferably equal to or less than 2.0.

Because the urethane prepolymer (B1) includes a urethane
component, even when the thermoplastic polyurethane (A) 1s
crosslinked with the urethane prepolymer (B1), the hardness
of the cover 8 does not increase considerably. The cover 8
including the urethane prepolymer (B1) maintains 1ts flex-
ibility. Upon a hit with a short 1ron of the golf ball 2 having
this cover 8, the spin rate 1s high. The golf ball 2 has excellent
controllability.

In light of flight stability and suppression of spin upon a
shot with a driver, the amount of 1socyanate group (NCO %)
in the urethane prepolymer (B1) having two or more 1socy-
anate groups 1s preferably equal to or greater than 0.1% by
weight, more preferably equal to or greater than 0.2% by
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weight, and particularly preferably equal to or greater than
0.5% by weight. In light of controllability upon a shot with a
short 1iron, the 1socyanate group amount 1s preferably equal to
or less than 10% by weight, more preferably equal to or less
than 7% by weight, and particularly preferably equal to or less
than 5% by weight. The 1socyanate group amount X 1s calcu-
lated by the following formula.

X=((I*42)/M)*100

In this formula, I denotes a number of moles of 1socyanate
group, M denotes the weight (g) of the urethane prepolymer
(B1), and 42 1s the molecular weight of NCO.

In light of controllability upon a shot with a short 1ron, the
urcthane prepolymer (B1l) having two or more isocyanate
groups has a number average molecular weight of preferably
1000 or greater, more preferably 1500 or greater, and particu-
larly preferably 2000 or greater. In light of flight stability and
suppression of spin upon a shot with a driver, the urethane
prepolymer (B1) has a number average molecular weight of
preferably 30000 or less, more preferably 20000 or less, and
particularly preterably 10000 or less.

The preferable urethane prepolymer (B1) 1s represented by
the following formula.

<Polyisocyanate>—(<polyol>—<polyisocyanate>),

In this formula, n denotes an integer number of 1 or greater.
In light of flight stability and suppression of spin upon a shot
with a drniver, n 1s preferably equal to or less than 10, more
preferably equal to or less than 5, and particularly preterably
equal to or less than 4. The urethane prepolymer (B1) repre-
sented by the above formula has polyisocyanates at both ends
thereol. Preferably, the urethane prepolymer (B1) has difunc-
tional polyisocyanates at both ends thereof.

In light of controllability upon a shot with a short 1ron, the
polyol component in the urethane prepolymer (B1) has a
number average molecular weight of preferably 650 or
greater. In light of tlight stability and suppression of spin upon
a shot with a driver, the polyol component has a number
average molecular weight of preferably 3000 or less.

The 1socyanate compound (B2) having three or more 1s0-
cyanate groups 1s more reactive than diisocyanates. Even a
small amount of the polyisocyanate mixture (B) including the
1socyanate compound (B2) can achieve a suilicient crosslink-
ing density of the cover 8. The cover 8 including a small
amount of the polyisocyanate mixture (B) does not impair the
performance (resilience performance, controllability, scull
resistance and so on) of the golf ball 2.

Examples of the 1socyanate compound (B2 ) having three or
more 1socyanate groups include triisocyanates, 1socyanu-
rates, adducts, allophanate-modified products and biuret-
modified products. Specific examples of triusocyanates
include polymeric MDI, triphenylmethane triisocyanate, tris
(1socyanatephenyl)thiophosphate, lysine ester tritsocyanate,
1,6,11-undecane triisocyanate, 1,8-diisocyanate-4-isocyan-
ate methyloctane, 1,3,6-hexamethylene triisocyanate and
bicycloheptane trizssocyanate. One example of adducts 1s one
obtained by reacting a diisocyanate with a low-molecular-
weight triol. An adduct from which free diisocyanate 1s
removed 1s preferred. One example of allophanate-modified
products 1s one obtained by reacting a diisocyanate with a
urethane bond formed by reacting a dusocyanate with a low-
molecular-weight diol. One example of biuret-modified prod-
ucts 1s one obtained by reacting a diisocyanate with a urea
bond formed by reacting a diisocyanate with a low-molecu-
lar-weight diamine.

Examples of 1socyanates, as a starting material for each of
the 1socyanurates, the adducts, the allophanate-modified
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products, and the biuret-modified products, include 2,4-tolu-
ene diisocyanate, 2,6-toluene diisocyanate, 4,4'-diphenyl-
methane ditsocyanate (MDI), 1,5-naphthylene diisocyanate
(NDI), 2,6-naphthalene diisocyanate, m-phenylene diisocy-
anate, p-phenylene diisocyanate, tetramethylxylylene diiso-
cyanate, 3,3'-dimethyl-4,4'-biphenylene diisocyanate, 3,3'-

dimethoxy-4,4'-biphenylene diisocyanate, xylylene
duisocyanate (XDI), tetramethylxylylene diisocyanate
(TMXDI), 4.4'-dicyclohexylmethane diisocyanate

(H,,MDI), hydrogenated xylylene diisocyanate (H XDI),
hexamethylene diisocyanate (HDI), 1sophorone diisocyanate
(IPDI), norbornene diisocyanate (NBDI), 4.,4'-duisocyanate
diphenyl ether, 1,3-duisocyanate methylcyclohexane, 1,4-di-
1socyanate methylcyclohexane and 1.4-ditsocyanate cyclo-
hexane.

Examples of a preferable 1socyanate compound (B2) are
duisocyanurates. Isophorone diisocyanurate, hexamethylene
duisocyanurate and hydrogenated xylylene diisocyanurate are
particularly preferred.

In light of flight stability and suppression of spin upon a
shot with a driver, the amount of 1socyanate group (NCO %)
in the 1socyanate compound (B2) 1s preferably equal to or
greater than 10% by weight, more preferably equal to or
greater than 12% by weight, particularly preferably equal to
or greater than 15% by weight. In light of controllability upon
a shot with a short iron, the 1socyanate group amount is
preferably equal to or less than 30% by weight, more preter-
ably equal to or less than 27% by weight, and particularly
preferably equal to or less than 25% by weight.

The 1socyanate compound (B2) has a molecular weight of
preferably 200 or greater, more preferably 350 or greater, and
particularly preferably 500 or greater. The 1socyanate com-
pound (B2) has amolecular weight of preterably 2500 or less,
more preferably 1300 or less, and particularly preferably
1000 or less. The molecular weight 1s measured by gel per-
meation chromatography.

During synthesizing of the isocyanate compound (B2) hav-
ing three or more 1socyanate groups, a compound having one
or two 1socyanate groups may be produced. In the present
invention, the weight of the i1socyanate compound (B2)
includes the weight of this by-product. The proportion of the
amount of by-product to the total amount of the 1socyanate
compound (B2) 1s preferably equal to or less than 30% by
weight, more preferably equal to or less than 20% by weight,
and particularly preferably equal to or less than 10% by
weight.

In the polyisocyanate mixture (B), the urethane prepoly-
mer (B1) or the 1socyanate compound (B2) 1s dispersed in the
thermoplastic resin (B3). The thermoplastic resin (B3) sub-
stantially does not react with an 1socyanate group. In other
words, the thermoplastic resin (B3) does not have hydrogen
within the molecule which has a potential to react with an
1socyanate group. By being dispersed in the thermoplastic
resin (B3), the urethane prepolymer (B1) and the 1socyanate
compound (B2) are prevented from being inactivated. In
addition, by being dispersed in the thermoplastic resin (B3),
the urethane prepolymer (B1) and the 1socyanate compound
(B2) are easily mixed with the thermoplastic polyurethane
(A).

As the thermoplastic resin (B3) which substantially does
not react with an 1socyanate group, an elastomer having rub-
ber elasticity 1s suitable. Specific examples of such elas-
tomers include thermoplastic polyester elastomers, styrene
block-containing thermoplastic elastomers, thermoplastic
polyolefin elastomers, thermoplastic acrylic elastomers, and
thermoplastic vinyl chloride elastomers. Particularly, ther-
moplastic polyester elastomers and styrene block-containing,
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thermoplastic elastomers are preferred. One specific example
of thermoplastic polyester elastomers 1s trade name “Hytrel

(e.g. 3046, 3348, 404'7)” available from DU PONT-TORAY

Co., Ltd. One specific example of styrene block-containing
thermoplastic elastomers 1s trade name “Rabalon™ available
from Mitsubishi1 Chemical Corporation. Polystyrene, polyvi-
nyl chloride, acrylic resin, acrylonitrile-butadiene-styrene
copolymer, polyester, polycarbonate, polyolefin, polyacetal,
fluororesin and 10nomer resin may be used as the thermoplas-
tic resin (B3) which substantially does not react with an
1socyanate group.

The amount of the urethane prepolymer (B1) or the 1socy-
anate compound (B2) and the amount of the thermoplastic
resin (B3)1n the polyisocyanate mixture (B) are adjusted such
that a predetermined 1socyanate group amount (NCO %) 1s
achieved. In light of flight stability and suppression of spin
upon a shot with a driver, the 1socyanate group amount
(NCO %) 1n the polyisocyanate mixture (B) 1s preferably
equal to or greater than 0.1% by weight, more preferably
equal to or greater than 0.2% by weight, and particularly
preferably equal to or greater than 0.3% by weight. In light of
controllability upon a shot with a short iron, the isocyanate
group amount (NCO %) 1n the polyisocyanate mixture (B) 1s
preferably equal to or less than 30% by weight, more prefer-
ably equal to or less than 10% by weight, and particularly
preferably equal to or less than 7% by weight. When the
polyisocyanate mixture (B) includes the urethane prepolymer
(B1) and the thermoplastic resin (B3), the 1socyanate group
amount (NCO %) 1n the polyisocyanate mixture (B) 1s pret-
erably equal to or greater than 0.1% by weight and equal to or
less than 10% by weight. When the polyisocyanate mixture
(B) includes the 1socyanate compound (B2) and the thermo-
plastic resin (B3), the 1socyanate group amount (NCO %) 1n
the polyisocyanate mixture (B) 1s preferably equal to or
greater than 5% by weight and equal to or less than 30% by
weilght.

The amount of the polyisocyanate mixture (B) in the resin
composition of the cover 8 1s preferably equal to or greater
than 1 part by weight per 100 parts by weight of the thermo-
plastic polyurethane (A). By setting the amount of the poly-
1socyanate mixture (B) to be equal to or greater than 1 part by
weight, flight stability 1s achieved, and spin 1s suppressed
upon a shot with a driver. In this respect, the amount of the
polyisocyanate mixture (B) 1s more preferably equal to or
greater than 4 parts by weight and particularly pretferably
equal to or greater than 6 parts by weight. In light of control-
lability upon a shot with a short iron, the amount of the
polyisocyanate mixture (B) i1s preferably equal to or less than
50 parts by weight, more preferably equal to or less than 40
parts by weight, and particularly preferably equal to or less
than 30 parts by weight.

As described above, the principal component of the base
resin of the cover 8 1s the thermoplastic polyurethane (A). The
proportion of the thermoplastic polyurethane (A) to all the
resin 1s preferably equal to or greater than 50% by weight,
more preferably equal to or greater than 60% by weight, and
particularly preferably equal to or greater than 70% by
weight. For the cover 8, other resin may be used in combina-
tion with the thermoplastic polyurethane (A). Examples of
the other resin include thermoplastic polyamide elastomers,
styrene block-containing thermoplastic elastomers, thermo-
plastic polyester elastomers, thermoplastic polyolefin elas-
tomers and 10nomer resins.

According to need, a coloring agent such as titanium diox-
ide, a filler such as barum sulfate, a dispersant, an antioxi-
dant, an ultraviolet absorber, a light stabilizer, a fluorescent
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materal, a fluorescent brightener and the like are included 1n
the resin composition of the cover 8 at an adequate amount.

When preparing the resin composition of the cover 8, first,
the urethane prepolymer (B1) or the 1socyanate compound
(B2) 1s blended with the thermoplastic resin (B3), which
substantially does not react with an 1socyanate group, to
obtain first pellets. Meanwhile, various additives are added to
the thermoplastic polyurethane (A) to obtain second pellets.
The first pellets and the second pellets are mixed by dry
blending to obtain a resin composition. By using the dry
blending method, the crosslinking reaction of the thermoplas-
tic polyurethane (A) with an 1socyanate group 1s suppressed at
the blending stage. The resin composition, mn which the
crosslinking reaction 1s suppressed, has a low viscosity when
melting. The melting resin composition has excellent fluidity.

The cover 8 1s formed of the resin composition. The cover
8 can be formed by injection molding or compression mold-
ing. Because the resin composition has excellent fluidity as
described above, the cover 8 can be easily formed. By the heat
applied during formation, crosslinking of the thermoplastic
polyurethane (A) with the polyisocyanate mixture (B) starts,
and the crosslinking reaction proceeds 1n the cavity. By the
crosslinking reaction, strength 1s provided to the cover 8. The
cover 8 1s difficult to break, even by repeated hitting. The
cover 8 1s also difficult to wear out by frictional movement of
a clubface thereagainst. The cover 8 suppresses the spin upon
a shot with a drniver. The golf ball 2 with the cover 8 has
excellent tlight stability.

When forming the cover 8, residue such as spew, runner
and the like occurs. The residue can be reused as the thermo-
plastic polyurethane (A). Because crosslinking with the 1so-
cyanate group has already taken place in the residue, the cover
8 can have a high crosslinking density by using the residue. In
light of crosslinking density, residue with a thermal history of
a temperature of 180° C. or less 1s preferred. Thermoplastic
polyurethane (A) which 1s not crosslinked with an 1socyanate
group and the residue may be used 1in combination. In this
case, 1 light of crosslinking density, the proportion of the
amount of the residue to the entire amount of thermoplastic
polyurethane (A)1s preferably equal to or greater than 10% by
weight, more preferably equal to or greater than 20% by
weight, and particularly preferably equal to or greater than
30% by weight. In light of fluidity of the resin composition,
this proportion 1s preferably equal to or less than 70% by
weight and more preferably equal to or less than 50% by
weight.

In light of flight stability and suppression of spin upon a
shot with a driver, the cover 8 has a hardness of preferably 20
or greater and more preferably 25 or greater. In light of
controllability upon a shot with a short 1ron, the cover 8 has a
hardness of preferably 50 or less, more preferably 45 or less,
and particularly preferably 40 or less. The hardness of the
cover 8 1s measured according to the standards of “ASTM-D

2240-68” with a shore D type spring hardness scale mounted
to an automated rubber hardness measurement machine
(trade name “P1”°, available from Koubunshi Keiki Co., Ltd.).
For the measurement, a slab formed by hot press and having
a thickness of about 2 mm 1s used. A slab maintained at 23° C.
for two weeks 1s used for the measurement. At the measure-
ment, three slabs are stacked. A slab formed of the same resin
composition as the cover 8 1s used.

In light of durability of the golf ball 2, the cover 8 has a
thickness Tc of preferably 0.1 mm or greater, more preferably
0.2 mm or greater, and particularly preferably 0.3 mm or
greater. In light of suppression of spin upon a shot with a
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driver, the cover 8 has a thickness Tc of preferably 0.7 mm or
less, more preterably 0.6 mm or less, and particularly prefer-
ably 0.5 mm or less.

The paint layer 10 protects the cover 8. In addition, the
paint layer 10 enhances the appearance of the golf ball 2.
Preferable base material of the paintlayer 10 1s polyurethanes
or epoxy resins. In light of adhesion between the paint layer
10 and the cover 8, polyurethanes are preferred and two-
component curing type polyurethanes are particularly pre-
terred.

Two-component curing type polyurethane can be obtained
by reacting a base material with a curing agent. Preferably, the
two-component curing type polyurethane be obtained by
reacting the base material containing polyol component with
the curing agent containing polyisocyanate (including poly-
1socianate derivatire).

Uretanepolyol 1s preferably used as a polyol component of
the base material. Urethanepolyol has urethane bonds and
two or more hydroxyl groups. Preferably, the urethanepolyol
has a hydroxyl group at an end thereof. The uretanepolyol can
be obtained by reacting a polyol with an 1socyanate 1n a state
where the mole ratio of hydroxyl group 1n polyol component
1s excessive with respect to 1socyanate group in polyisocian-
ate.

The proportion of a urethane bond contained in urethane-
polyol 1s preferably 0.1 mmol/g or greater and 5 mmol/g or
less. Urethanepolyole having the proportlon of 0.1 mmol/g or
greater enables achievement of scull resistance of the paint
layer 10. Urethanepolyole having the proportion of S mmol/g
or less enables achievement of following capability of the
paint layer 10 to the cover 8. In the layer 10 having excellent
following capability, cracks are not easily generated by
repeated hitting. By adjusting molecular weight of polyol,
which 1s a matenial of uretahen bond, the proportion of the
urethane bond can be set to fall within the above range. The
proportion of the urethane bond can also be set to fall within
the above range by adjusting amount proportion ol polyol and
polyisocianate.

In light of short time period required for the reaction of the
base material with the curing agent, the urethanepolyol has a
weight-average molecular weight of preferably 4000 or
greater and more preferably 4500 or greater. In light of the
adhesion between the paint layer 10 and the cover 8, the
urethanepolyol has the weight average molecular weight of
preferably 10000 or less and more preferably 9000 or less.

In light of the adhesion between the paint layer 10 and the
cover 8, the hydroxyl value of the urethanepolyol (imgKOH/
o) 1s preferably equal to or greater than 15 and more prefer-
ably equal to or greater than 73. In light of short time period
required for the reaction between the base material and the
curing agent and suppression of cracks, the hydroxyl value of
the urethanepolyol 1s preferably equal to or less than 130 and
more preferably equal to or less than 120.

In light of spin stability upon a shot with a short iron, the
thickness Tp of the paint layer 10 1s preferably equal to or
greater than 0.015 mm, more preferably equal to or greater
than 0.018 mm, and particularly prefera :)ly equal to or greater
than 0.02 mm. In light of resilience performance upon a shot
with a driver, the thickness Tp of the paint layer 10 1s prefer-
ably equal to or less than 0.040 mm, more preferably equal to
or less than 0.035 mm, and particularly equal to or less than
0.030 mm.

In light of spin stability upon a shot with a short 1ron, the
ratio (Tp/Tc) of the thickness Tp of the paint layer 10 to the
thickness Tc of the cover 8 1s preferably equal to or greater
than 0.021 and more preferably equal to or greater than 0.045.
In light of spin stability upon a shot with a short 1ron, the ratio
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(Tp/Tc) of the thicnkness Tp of the paint layer 10 to the
thickness Tc of the cover 8 1s preferably equal to or less than
0.40 and more preferably equal to or less than 0.30.

FIG. 2 1s a cross-sectional view of a mold 20 used for
forming the goli ball 2 1n FI1G. 1. FI1G. 3 1s a partially enlarged

view of the mold 20 1n FIG. 2. The mold 20 includes a pair of
mold halves. Specifically, the mold 20 includes an upper mold
half 22 and a lower mold half 24. By mating the upper mold
half 22 and the lower mold half 24, a spherical cavity 1s
formed. A large number of pimples 28 are provided on a
cavity face 26 of the upper mold half 22 and the lower mold
half 24. The contour of the pimples 28 has a circular shape.
Although only a few of the pimples 28 are shown 1n FIG. 2, a
large number of pimples 28 are arranged over the entire cavity
face 26. As 1s clear from FIG. 2, a parting face 30 between t